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171) We, VARIAN ASSOCIATES, a 
corporation organised and existing under 1 1n- 
laws cf the State of California, Un'lcd States 
of America,, of 611 Hansen Way, Palo Alto, 
5 California, United States of America, do 
hereby declare the invention, for which we 
' t l p 1 i 1 t 1 1 

•he swihw? hr which it is to be performed, to 
! r t . 1 ' - ' m and by the fol- 
10 lo.h . - .1 ,n,„ — 

Thi nveitrion relates to micro-adsorption 
detector apparatus. 

According to the present invention there is 
provided a micro-adsorption detector appa- 
15 ratas comprising at least three detector cells 
serially disposed in close proximity to each 
thei i 'Jv: ruth for a fluid' stream to 

N (' t ' - ' ! I i 1 

by said fluid stream, at least one of said cells 
20 holding therein a packing material which 
material is adsorptively active for a consti- 
' ' 1 t i ! A 1 ' 1 it - a, N h . 1 i 1 



cal 



tlltpiiL 



rmiaathre cf the adsorptic 



> in: 



50 - 1' N n - ; ,;b i I raf with i; r u-ce 
to th ; t i - d 

He-cmf've, r- ! c e-eN-orption detector cells 
1 ' 1 ' 'n c 1 in the flow path 
N he output cf a liquid chrcn^ro rapine 
35 coJi-i-c 1 • N^ctN: the eutcut peaks. Such 
a ' ' ' 1 m the Journal of Gas 

Chromatography, page 197, April 1967. 
' T IN such a {■ or ha; mmi-rou tdvtut- 
tages for use in liquid chromatography (LC), 
40 it h-' n- d 1 Ih d N vantage is 

that l!r* detector is relatively sensitive to 
ad 11 rh M 

-' " r ' 'j> use cf the detector 
a' pump and translates a 

45 lutaj, term change in fluid flow rate into an 
annoying baseline drift. The reason for the 
[Price 2Sp] 



flow sensitivity is that the heat dissipated in 
die upstream thermistor is carried downstream 
to the second thermistor. The amount of heat 
carried to the downstream thermistor is a 50 
function of the flow rate. 

Therefore, it is desirable to provide a 
micro-adsorption detector the output of which 
is relatively independent of the flow rate so 
that the detector may be used with coaiven- 55 
tional pulsating pumps. It is also desired that 
the micro-adsorption detector be made more 
specific and more qualitative as regards the 
detection of certain sample constituents. 

In the accompanying drawings: 60 

Fig. 1 is a schematic line diagram, partly 
in block diagram form, of a chromatograph 
according to the present invention, 

Fig. 2 is a schematic circuit diagram of 
a known micro-adsorption detector, 65 

Fig. 3 is a schematic circuit diagram of a 
micro-adsorption detector according to the 
present invention, 

Fig. 4 is a schematic block diagram of a 
comparator employed for comparing the out- 70 
puts of die circuit of Fig. 3, 

Fig. 5 is a schematic drawing, partly in 
Neck diagram form, of a recorder for com- 
paring the outputs of the circuit of Fig. 3, 

Fig. 6 is a schematic diagram of an alter- 75 
native embodiment of a detector according 
to the present invention, 

Fig. 7 is a schematic circuit diagram of a 
micro-adsorptive detector according to the 
present invention, * 80 

Fig. 8 is a plot of detected output signal 
r.uNNNe versus flow rate for an empty 
detector and for a packed detector, each 
detector being at a different level of bridge 
voltage. * 85 

Fig. 9 is a circuit similar to that of Fig. 7 
' i cting an alternative embodiment of the 
present invention for eliminating flow sensi- 

Fig. 10 is a schematic block diagram of a 90 
circuit for comparing the outputs of the cir- 
cuit of Fig. 9, 
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Fig. 11 is a schematic circuit diagram for 
an alternative detector circuit to that of Fig. 
9, and 

Fig. 12 is a longitudinal sectional view 

5 of a micro-adsorptive detector according to 
the present invention. 

Referring now to Fig. 1, a micro-adsorp- 
tion detector 1 includes three deteeicr cells 
S„ S 2 and R serially arranged in close proxi- 

10 mity to each other along the flow path of a 
fluid stream 2. The fluid stream may either be 
a gas or a liquid. In a preferred embodiment 
the adsorption detector 1 is employed for 
analysing the effluent stream of a liquid chro- 

15 matographic column 3 into which a sample to 
be analysed is injected, as indicated at 4. 
The output of the chromatographic column 
3 comprises a time separation of sample con- 
stituents in a solvent stream. As the sample 

20 stream 2 passes through the detector 1 the 
sample peaks are sequentially adsorbed and 
sometimes desorbed from the packing material 
5, if any, positioned within each of the detec- 
tor cells S„ S-> and R. The iill material 5 

25 i s held within each of the cells hy means of 
suitable fluid-permeable walls, such as filter 
paper membranes 6. 

The micro-adsorption detector 1 makes use 
of the same physical effect which is used in 

30 separation by elution chromatograph, i.e. the 
different affinities of the eluent and the elutcd 
substance for the stationary phase. Thus, the 
method is equally valid when the eluent is 
gaseous or liquid, the stationary phase solid 

35 cr liquid. With each sequential step of adsorp- 
tion and desorption in the various ceils of the 
detector 1, there is associated both an evolu- 
tion and an uptake of heat whose values are 
equal but of opposite sign. The heats of 

40 adsorption and desorption are proportional to 
the concentration of the substance in the 
stationary phase. A change in the concentra- 
tion of the substance in the eluent will, there- 
fore, cause a change of temperature, provi- 

45 ded the eluted substance and the eluent have 
differing affinities for the stationary phase. 
Thus, there is a rise in temperature in each of 
the cells when the maximum of a peak in the 
output of the chromatographic column reaches 

50 the particular cell. The following fall in tem- 
perature would generally be equal to the pre- 
ceding rise in temperature, except that there 
is a loss of heat to the immediate surround- 
ings. Therefore, as the front of a peak passes 

55 a given point, a certain amount of the heat 
evolved will be transported away so that the 
temperature expected under adiabatic condi- 
tions will not be reached. On the passage of 
the end of the peak, this heat dissipates and 

60 the temperature will sink below the ideal 
starting temperature. The original tempera- 
ture will once again be obtained by conduc- 
tion from the surroundings. Typical changes 
in temperature are shown by the signal traces 
65 of Figure 5. 



Each of the detector cells S,, and R 
includes a thermistor sensing element 7 for 
sensing the change in temperature of the cell 
with adsorption and desorption. The known 
electrical circuit for connection of the thermis- 70 
tors of the sample S, and reference cells R, 
respectively, is shown in Figure 2. Briefly, 
the thermistor of the sample cell Si and the 
thermistor of the reference cell R were con- 
nected in first and second arms, respectively, 75 
on the same side of a Wheatst one's bridge 12. 
Reference resistors 13 and 14 were connected 
in the remaining two arms of the bridge, on 
the opposite side thereof, for balancing the 
bridge, in the absence of a signal to be detec- 80 
ted. The reference cell was filled with an 
inert packing material 5 such as glass beads, 
whereas the sample cell Si was filled with a 
relatively active adsorptive material. 

The bridge was energized from a constant 85 
voltage supply 15 and the changes of tem- 
perature of the sample or sensing cell Si, 
relative to the reference cell R, were sensed 
by thermistors 7 and resulted in an unbalance 
of the bridge, producing an electrical output 90 
signal E„. The output signal had the charac- 
teristic shape as shown by either of the signal 
traces depicted in Figure 5. 

The problem with this known arrangement 
is that it yields quantitative information _ but 95 
very little qualitative information. Often times 
the output signal would have a plurality of 
relatively closelv spaced peaks and it would 
be desirable to differentiate the different 
sample constituents within the one composite 100 
peak. 

Therefore, the adsorption detector 1, accor- 
ding to the present invention, was construc- 
ted to include a second sensing cell S- ; 
employing a different adsorptive fill material 5 105 
from that employed in the first sensing cell 
S . }t in quite un'Jkcly that two different 
sample constituents will have the same 
adsorptive characteristics for two different 
adsorptive materials, especially when the !i0 
materials are selected to provide different 

i e ■ di _ »c for e inn I , oi 
of the adsorptive fill materials could be an 
ion exchange resin, whereas the other adsorp- 
tive material in the second sensing cell could 
be a surface adsorptive material. Alternatively, 
a polar surface adsorptive fill material may 
be used in one cell and a non-polar surface 
adsorptive material used in the second cell. 
A comparison of the adsorptive characteris- -20 
lies of the sample on the two different adsorp- 
tive materials will yield qualitative results not 
cb ill ible by use of a single adsorptive fill 
material. 

Referring now to Figure 3, there is shown ^ 
a bridge network for use with the adsorptive 
detector 1 of Figure 1. The circuit is essen- 
tially the same as that of Figure 2 with the 
exception that it includes a second bridge 
network 16 connected in parallel with the 130 
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first bridge 12. The second bridge network 16 
includes the thermistor (not shown) of the 
second sensing cell S 2 connected in one side of 
the Wheatstone bridge 16 witii the diermistor 

5 (not shown) of the reference cell R. The 
other side of the Wheatstone's bridge 16 
includes balancing resistors 13' and 14'. The 
output signal E 2 of the second bridge 16 is 
taken across the diagonal thereof, in the con- 

10 ventional manner. 

A switching network 17 is provided for 
sequentially switching the thermistor of the 
reference cell R into circuit in alternate ones 
of the bridges 12 and 16, at a relatively rapid 

15 rate. Although mechanically ganged switches 
18 are shown, for the sake of explanation, 
it is to be understood that any conventional 
switching arrangement may be employed, such 
as commutators, gating diodes, and the like, 

20 in place of the mechanical switches 18. Also, a 
stage of synchronous detection referenced to 
the switching rate is preferably employed for 
detecting the output signals of the bridges 
12 and 16 in such a manner that the pulsating 

25 effect of the switching on the output signals 
E 1 and E 2 can be eliminated. The synchro- 
nously detected output signals E 13 E 2 are then 
fed to a comparator 19 as shown in Figure 4. 
The output of the comparator is an output 

30 signal determinative of the difference between 
the two output signals B 1 and E 2 . Alterna- 
tively, the two synchronously detected output 
signals E, and E 2 may be fed to galvanometer 
recorders 21 and 22 (Figure 5) for recording 

35 their respective output signals on the same 
time scale on a strip chart recorder for visual 
comparison. 

Comparison of the adsorptive characteris- 
tics of different sample constituents and dif- 

40 ferent adsorptive material may be used to 
advantage in several ways. More particularly, 
the two active cells Si and S 2 can be filled 
with different types of adsorbent, as previously 
referred to. It would be fortuitous if two 

45 different adsorbent materials gave the same 
relative response for chemically different com- 
pounds. Comparison of the output signals E, 
and H : from the two cells S, and S 2 provides 
qualitative information on the chemical iden- 

50 tity cf the sample material. Furthermore, one 
particular adsorbent may give a better 
response for many of the compounds in a 
sample, while another adsorbent gives a better 
response for the remaining compounds. An 

55 investigator, offered the additional degree of 
freedom of the second adsorbent, should be 
able to optimize his system for maximum 
response. 

Moreover, overlapping . micro-adsorption 
60 detector peaks may be difficult to evaluate. 
By the use of selective adsorbent materials in 
cells S, and S 2 , such adsorbents having 
characteristics which complement each other, 
it is possible to achieve a greater separation 
65 between peaks. In an ideal case, alternate 



peaks would occur on each of the two chro- 
matograms as schematically indicated by the 
signal traces in Figure 5. 

One additional use for the adsorption detec- 
tor employing two sample cells Sj and S 2 is 70 
for measuring relative strengths of adsorption 
of different sample-solvent sorbent combina- 
tions for use in chromatographic columns. 
Thus, valuable information regarding suitable 
combinations for packing various chromato- 75 
graphic columns may be obtained. The 
strength of adsorption of a column-packing 
material in one cell S x is comparable directly 
to a standard absorbent in the other cell S 2 . 
Or the relative strengths of adsorption for 80 
two materials of interest are comparable 
directly. 

Referring now to Figure 6, the detector 
25 is identical to the detector 1 of Figure 1 
with the exception that an additional reference 85 
cell R 2 has been added in the flow path in 
series with the other cells Si, Rj and S 2 . 
The detector 25 would be used in a bridge 
network of the type shown in Figure 7. The 
bridge network of Figure 7 is substantially 90 
the same as that previously described with 
reference to Figure 3 with the exception that 
the second reference cell R 2 is placed in die 
second bridge 16 and the first reference cell 
R t is placed in the arm 11 of the first bridge. 95 
The switching arrangement for switching the 
reference sample between the two bridges is 
thereby eliminated. The second reference cell 
R 2 may be packed with an inert or relatively 
inactive absorbent fill material, such as glass 100 
beads, or it may be left empty. The two 
bridges 12 and 16 are balanced for the pairs 
of sensing and reference cells S, and Rj and 
S 2 and R 2 , respectively, in the absence of a 
sample constituent to be detected. 105 

In operation, heat exchange of the sample 
constituents on the adsorbent in the sensing 
cells S, and S 2 produces output signals E, and 
E 2 , respectively, which may then be compared 
in the comparators cf Figures 4 or 5, as 110 
desired. The detector 25, the bridge circuit 
of Figure 7 and the comparators of Figures 
4 and 5 may be used in precisely the same 
manner as previously described with reference 
to the three-cell detector 1. The advantage of 115 
the four-cell detector 25 is that the switch- 
ing and synchronous detection features may be 
eliminated by the more addition of one addi- 
tional reference cell R 2 . 

Referring now to Figure 8, diere is shown 120 
a plot of recorder chart scale deflection, 
—A, versus flow rate in cc's per hour of 
the flow stream for two conditions of bridge 
voltage and two conditions for the pairs of 
detector cells (S-R pairs), namely, packed or 125 
empty. The curves of Figure 8 indicate the 
fluctuations in background signal as a func- 
tion of the flew rate. Thus, it is seen that 
a pulsating flow stream, such as that obtained 
by use of pulsating pump, would introduce 130 
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serious noise in the output signal. Therefore, 
it is desired to obtain means for compensating 
for the dependence of the output signal upon 
the flow rate of the stream to be detected. 
5 An interesting characteristic of the curves of 
Figure 8 is that the flow rate dependence of 
the output signal from a pair of packed cells, 
i.e., ones packed with adsorbent or with an 
inert material, is substantially the same as 

10 that from a pair of empty cells. Furthermore, 
it can be shown that the magnitude of the 
above-described effect is, to the first order, 
proportional to the bridge voltage. Accord- 
ingly, by changing the bridge voltage the two 

15 curves can be brought into coincidence. 

Referring now to Figure 9, there is shown 
a bridge network 26 for compensating for 
changes in that the output signal due to 
changes in the flow rate. More particularly, 

20 the bridge network 26 of Figure 9 is sub- 
stantially identical to that previously described 
with reference to Figure 7 except that the 
second sensing or sample cell S 2 in the bridge 
16 has been replaced by a reference cell R, 

25 which is placed in the flow and may be either 
an unpacked sensing cell S . or such a sensing 
cell S 2 packed with an inert packing material. 
In addition, a pair of variable resistors 27 
and 28 have been provided for adjusting the 

30 voltages applied to the bridges 12 and 16, 
respectively. 

The two output signals Ej and from the 
bridge 26 are fed to a comparator or subtrac- 
ter circuit 29, as shown in Figure 10. In the 

35 subtracter circuit, the two input signals E 1 
and E> are subtracted to obtain the output 
xgnal E which is thereby corrected for flow 
rat uctna i. n If neccs iry, the resistors 27 
and 28 are adjusted to bring the flow rate 

40 characteristic curves into coincidence.^ as pre- 
viously described with reference to Figure 8. 
In tin's manner, the output signal E„ is 
substantially completely corrected for fluctua- 
tions in flow rate and this permits a pulsating 

45 type pump to be utilized for producing the 
flow in the sample stream 2. 

Referring new to Figure 11, there is shown 
an altemativ ' ' vork 31 i hat pre- 
viously described with reference to Figures 

50 9 and 10. In this embodiment, the reference 
cells Rj and R, are placed in the two arms 
of the bridge cn the opposite side of the 
bridge to the arms 9 and 11 which contain the 
detector cells Si and R,. The output signal 

55 E, is thereby compensated for fluctuations in 
flow rate and the only signal appearing at the 
output E, would be due to the heat exchange 
conditions occurring within the sensing or 
sample ceil Si. 

60 In all the bridge circuits described, except 
for that of Fig. 11, individual output signals 
from the cells are combined in pairs to form 
at least two separate composite output signals. 



In the Fig. 11 configuration, at the balanced 
condition, the bridge automatically takes the 65 
difference of appropriate pairs and then the 
difference between* these two pairs. For 
example, the output signal from the first sens- 
ing cell Si is combined with the output signal 
of the reference cell R, to produce in the 70 
diagonal of the bridge a composite signal 
which is relatively insensitive to changes in the 
ambient temperature, since ambient changes 
influence the two detectors in the same way. 
In other words, the combined output signal 75 
changes only when the thermal conditions in 
one of the cells changes relative to the thermal 
conditions in the other cell. Likewise, the 
second sensing cell S, has its output combined 
with the output signal from the reference cell 80 
R, or, in the case of the four-cell detector, 
with that from the second reference R., to 
produce a second composite signal in the 
diagonal arm of the bridge. These two com- 
posite output signals may then be compared, 85 
for example, by a comparator which gives 
only the difference between the two or by 
simultaneously recording the two composite 
signals for visual comparison, as shown in 
Figure 5. 90 

Referring now to Figure 12, there is 
shown, in longitudinal section, a four-cell 
micro-adsorption detector 25 of the type sche- 
matically indicated in Figure 6. The detector 
includes a pair of stainless steel disc-shaped 95 
flanges 35 having a central bore 36 therein 
to define a portion of the flow passageway 
for flow of the fluid stream 2 through the 
detector 25. A plurality of "Teflon" (Regis- 
tered Trade Mark) discs 37 are centrally 100 
apertured at 3S and axially stacked in the 
space intermediate the flanges 35 to define 
ihe main body of the detector 25. A thermis- 
tor 7 is centrally mounted in each of the 
discs 37 with the" thermistor element project- 105 
ing into the flow stream 2. The filter mem- 
branes 6 separate the discs 37 to define the 
boundaries of each of the detector cells. Suit- 
able packing material is placed within the 
cells defined by the spaces between the filter 110 
membranes 6. A metallic centre disc 41, 
for example of stainless steel, is placed mid- 
way in the stack of the "Teflon" discs 37 for 
separating the two upstream detector discs 37 
from the two downstream detector discs 37. 115 
The central passage in the centre disc is con- 
stricted relative to the passageways through 
the "Teflon" discs 37 so that heat evolved 
into the flow stream 2 by the thermistor 
detectors in the upstream portion of the 120 
detector is absorbed by the centre disc to 
render the downstream detectors relatively 
insensitive to flow rate conditions produced 
by the upstream detectors. This feature of 
th? metallic heat-absorbing disc between a 125 
pair of micro-adsorption cells is described in 
she specification of United States Patent 
No. 3,535,918. 
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WHAT WE CLAIZvl IS: — 

1. A micro-adsorption detector apparatus 
o i ipri ing it lea I three detector ceils serially- 
disposed in close proximity to each other 
along a flow path for a fluid stream to be 
detected so as to be traversed in succession 
by said fluid - -r ■ \ i: least on- of said cell* 
holding therein a packing material which 
material is absorptively active for a consti- 
tuent of said fluid stream, and each of said 

el! in ng a therm,-)!! poiif.i isin 
element for deriving an electrical output 
which in the case of the said one eel! is, in 
operation, determinative of the adsorption in 
the respective cell of the said constituent of 
the fluid stream. 

2. Apparatus according to claim 1, wherein 
at least two of said cells includes a packing 
material which is adsorptively active for a 
constituent of the fluid stream relative to the 
adsorptive characteristics of the packing 
material, if any of a third cell. 

3. Apparatus according to claim 1, wherein 
at least two of said ceils each includes either 
no adsorptive packing material or one which 
is relative!} j, ri : .-ompared to a relatively 
active fill material disposed within a third 
cell. 

4. Apparatus according to any preceding 
claim, including means for combining the indi- 
vidual outputs of said sensing elements to 
form two separate composite output signals 
each comprising a combination of the outputs 
of at least two of said cells, and means for 
comparing the composite output signals. 

5. Apparatus according to claim 4, wherein - 

nt!. ' 1 means includes a recorder for 
recording the separate composite signals for 
comparison. 



6. Apparatus according to claim 4, wherein 
said combining means includes a bridge net- 
work having said sensing elements disposed 
in different arms thereof. 

7. Apparatus according to claim 4, wherein 
said combining means includes a pair of 
Wheatstone's bridge networks, and wherein 
said comparing means compares the separate 
outputs of said networks. 

8. Apparatus according to claim 1, wherein 
at least three of said detector cells each 
includes either no adsorptive fill material or 
one which is relatively inert as compared to 
a relatively active fill material disposed within 
a fourth cell, there being provided means for 
combining the outputs of two pairs of said 
sensing elements to produce a pair of com- 
posite outputs, and means for comparing the 
composite outputs to derive an output which 
is substantially independent of the rate of 
flow of said stream. 

9. Apparatus according to any preceding 
claim arranged to detect the effluent liquid 
stream of a chromatographic column disposed 
upstream of said detector cells. 

10. Micro-adsorption detector apparatus 
substantially as hereinbefore described with 
reference to Figure 1, or Figure 3, or Figures 
3 and 4, or Figures 3 and 5, or Figure 6, 
or Figure 7, or Figure 9, or Figures 9 and 
10, or Figure 11, or Figure 12 of the accom- 
panying drawings. 



REDDIE & GROSE, 
Agents for the Applicants, 
6, Bream's Buildings, 
London, E.C.4. 



Pnnu 1 iol H I i t < i , <> , , o b tl, < o mi P 1 11 l ) M 

Published by The Patent Office, 25 Southampton ISuildin^, WI-.h, WC2A LAY, from 
which copies may be obtained. 



1298245 COMPLETE SPECIFICATION 
, -l, cctc This drawing Is a reproduction of 
• 5r,teli the Original on a reduced scale 

Sheet 1 




1298245 COMPLETE SPECIFICATION 



2 SHEETS Thls dr<w ' n ? a reproduction of 
the Original on a reduced scale 
Sheet 2 



FI6.8 




